Scheme S1. Synthesis of enantiopure helicene-naphthalimide derivatives P-1 and P-2. TMS: trimethylsilyl. Reaction conditions: i) TBAF, CHCl 3 , r.t.; ii) Pd(PPh 3 ) 4 , CuI, Et 3 N/toluene, 50°C, NPhBr. Yield: 85 % (1) and 90 % (2). For clarity reasons, only the P stereochemistry is presented.
Enantiopure P-H6(TMS) 2 (150 mg, 0.29 mmol) was dissolved in CHCl 3 (5 mL). Tetra-nbutylammonium fluoride (TBAF, 1.0 M solution in THF) was added dropwise to the stirred solution until full conversion of P-H6(TMS) 2 into a mixture of partially and fully deprotected hexahelicene derivatives, P-H6a and P-H6b, respectively, occurred (the progress of the reaction was carefully monitored by TLC after the addition of each 3 drops of TBAF solution). Then, the crude reaction mixture was immediately passed through a short plug of silica gel (CH 2 Cl 2 ) to provide a mixture of partially deprotected P-H6a (23 mg, 18 %, determinate by NMR) and fully deprotected P-H6b (81 mg, 75 %, determinate by NMR) as yellow solids, which were directly used as a statistical mixture in the next step without further purification.
The mixture of P-H6a and P-H6b and 6-bromo-2-hexyl-1H-benzoisoquinoline-1,3(2H)-dione NPhBr (365 mg, 0.70 mmol) were placed in an oven-dried flask of 25 mL under argon. Then 6.5 mL of dry toluene and 1.5 mL of dry Et 3 N were added and the resulting solution was freed from oxygen by bubbling argon for 1 hour. Pd(PPh 3 ) 4 (30 mg, 0.03 mmol) and CuI (10 mg, 0.05 mmol) were added and the solution was refluxed for 3 hours. After cooling down to room temperature, the solution was passed through a short silica plug (CH 2 Cl 2 ). The crude mixture was further purified by column chromatography on silica (8/2 to 5/5 for heptane/CH 2 Cl 2 eluent system) to yield P-1 (31 mg, 85 %) and P-2 (181 mg, 90 %) as yellow solids. P-and M-1 1 H NMR (300 MHz, CD 2 Cl 2 ) δ 8.68 (dd, J = 7.3, 1.2 Hz, 1H), 8.51 (d, J = 7.6 Hz, 1H), 8.32 (dd, J = 8.4, 1.2 Hz, 1H), 6H), 5H), 3H), 7.57 (dd, J = 8.2, 1.6 Hz, 1H), 7.29 (dd, J = 8.2, 1.6 Hz, 1H), 4.14 (t, J = 7.6 Hz, 2H), 1.70 (q, J = 7.3 Hz, 2H), 1.51 -1.30 (m, 6H), 1.00 -0.87 (m, 3H), 0.23 -0.14 (s, 9H). 13 C NMR (126 MHz, CD 2 Cl 2 ) δ 164. 4, 164.1, 134.1, 133.2, 132.9, 132.7, 132.6, 132.6, 132.3, 132.1, 131.8, 131.0, 130.6, 129.7, 129.5, 128.9, 128.6, 128.5, 128.4, 128.3, 128.0, 128.0, 127.9, 127.6, 124.4, 123.7, 122.7, 120.0, 118.8, 105.5, 99.9, 94.2, 86.2, 41.0, 32.2, 30.3, 28.6, 27.4, 23.2, 14.4, 1.4, 0. 1. 
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Experimental optical rotation values
P-(+)-1:
= +2980 (± 5 %), = +21690 (CH 2 Cl 2 , 2.1·10 -4 mol L −1 ).
[ ] 23 [ ] 23
M-(-)-1: = -2870 (± 5 %), = -20890 (CH 2 Cl 2 , 2.1·10 -4 mol L −1 ). .5 Hz, 4H), 1.79 -1.67 (m, 4H), 1.49 -1.28 (m, 12H), 0.9 (t, J = 6.9 Hz, 6H). 13 C NMR (126 MHz, CDCl 3 ) δ 163.9, 163. 6, 133.6, 132.5, 132.1, 132.0, 131.9, 131.3, 131.3, 130.4, 130.2, 129.0, 128.0, 128.0, 127.9, 127.6, 127.4, 127.3, 127.1, 127.0, 123.7, 122.9, 121.8, 118.4, 99.5, 85.8, 40.7, 31.7, 28.2, 26.9, 22.7, 14. 2. 
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Experimental optical rotation values
P-(+)-2:
= +7530 (± 5 %), = +70400 (CH 2 Cl 2 , 2.1·10 -4 mol L −1 ).
[ ] 23 [ ] 23
M-(-)-2: = -7380 (± 5 %), = -69000 (CH 2 Cl 2 , 2.1·10 -4 mol L −1 ). Figure S6 . 13 C NMR spectrum of 2 in CDCl 3 at 298 K (126 MHz).
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D. Crystal structure of 2 ORTEP diagram of compound 2 with ellipsoids at 50 % probability. 
F. Computational part
Computational details
The computational protocol employed in these studies was based on the successful approach used in our preceding research on helicene derivatives functionalized by electron push-pull groups, presented in References 6 and 7. The molecular structures of truncated systems (with n-hexyl groups replaced by methyls) of NPhBr, 1 and 2 were optimized using density functional theory (DFT) with the BP 8 exchange-correlation functional and a split-valence basis set with one set of polarization functions for non-hydrogen atoms, SV(P). 9 The subsequent time-dependent DFT (TDDFT) linear response calculations of 120 (for NPhBr, 1) and 150 (for 2) lowest singlet excitation energies along with the associated dipole and rotatory strengths were performed at the BHLYP 10 /SV(P) level. The aforementioned computations employed the Turbomole package, version 6.6 (TM6.6) 11 and included solvent effects via the conductor-like screening model (COSMO) for dichloromethane (CH 2 Cl 2 = DCM,  = 8.9) with the default parameters of the TM6.6/COSMO implementation. 12 The simulated UV-vis and ECD spectra shown were obtained as the sums of Gaussian functions (with the root mean square width of  = 0.2 eV) centered at the vertical excitation energies and scaled using the calculated dipole and rotatory strengths. 13 Simulated spectra for the helicene-TMS precursor H6(TMS) 2 were taken from Reference 6.
To study the solvent-dependent fluorescence behaviour of 1 and 2, electronic emission spectra via TDDFT S 1 excited-state modeling were obtained using the Gaussian program, version 09, 14 at the BHLYP/SV(P) level employing polarizable continuum solvent model for cyclohexane ( = 2.0), dichloromethane ( = 8.9), and N,N-dimethylformamide (DMF,  = 37.2) with the default parameters of the G09/PCM implementation. 15 Following the procedure described in Reference 16, the calculations involved: (i) TDDFT S 1 excited-state geometry optimizations with linear response solvation model, LR-PCM, in which solvent reaction field is defined using the ground-state electron density, (ii) TDDFT S 1 excited-state energy calculations at S 1 TDDFT LR-PCM optimized geometries (from point (i)) with state-specific solvation approach, SS-PCM, 17 in which electrostatic potential generated by the excited-state electron density is being self-consistently converged with the solvent reaction field, and (iii) DFT S 0 ground-state energy calculations at S 1 TDDFT LR-PCM optimized geometries (from point (i)) with the static solvation from the excited state (from point (ii)). The difference between the energies calculated at points (ii) and (iii) corresponds to the vertical emission energy including the state-specific solvation correction.
The Onsager cavity radii, a 0 , used to estimate the difference of dipole moments between the excited and ground states based on the Lippert-Mataga equation, were determined as described in the G09 manual via BHLYP/SV(P) calculations (employing G09) at BP/SV(P)-optimized (employing TM6.6) gas-phase geometries. The ground-state dipole moments were calculated with BHLYP/SV(P) (employing G09) at BP/SV(P)-optimized (employing TM6.6) geometries.
All calculations were performed without imposing symmetry.
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Additional computed data Figure S18 . Selected low-energy optimized rotameric structures of helicene-naphthalimide derivatives 1 and 2 studied computationally. BP/SV(P) with dichloromethane continuum solvent model calculations. Compare with Table S3 . 
Expt. a  -S 0 -S 1 energy difference, in nm. f -oscillator strength. R -rotatory strength, in 10 -40 cgs. g lum -emission dissymmetry factor, in 10 -3 . n B -Boltzmann population at 25°C, in %. CHX, DCM, and DMF stand for cyclohexane, dichloromethane, and dimethylformamide solvent, respectively. b S 1 properties at S 1 geometry obtained from TDDFT optimization using linear-response continuum solvent model approach (LR-PCM), corresponding to the emission process occurring in a solvent reaction field created in response to the S 0 electron density. c S 1 properties at S 1 TDDFT LR-PCM optimized geometry computed by employing TDDFT with state-specific continuum solvent model approach (SS-PCM), corresponding to the emission process occurring in a solvent reaction field created in response to the S 1 electron density. a  -S 0 -S 1 energy difference, in nm. f -oscillator strength. R -rotatory strength, in 10 -40 cgs. g lum -emission dissymmetry factor, in 10 -3 . n B -Boltzmann population at 25°C, in %. CHX, DCM, and DMF stand for cyclohexane, dichloromethane, and dimethylformamide solvent, respectively. b S 1 properties at S 1 geometry obtained from TDDFT optimization using linear-response continuum solvent model approach (LR-PCM), corresponding to the emission process occurring in a solvent reaction field created in response to the S 0 electron density. c S 1 properties at S 1 TDDFT LR-PCM optimized geometry computed by employing TDDFT with state-specific continuum solvent model approach (SS-PCM), corresponding to the emission process occurring in a solvent reaction field created in response to the S 1 electron density. Onsager cavity radii, a 0 , and ground-state dipole moment values,  g , calculated using BHLYP/SV(P) at BP/SV(P)-optimized geometries. All the calculations correspond to gas-phase environment. Magnitudes of the difference of dipole moments between excited and ground states,  eg , estimated using the Lippert-Mataga equation:
S29
where h is the Planck constant (= 6.6256×10 -27 erg·s), c is the light velocity (= 2.9979×10 10 cm/s), a 0 is the Onsager cavity radius (in Å). As it appears that for the systems studied here  g and  e vectors point in different directions, excited-state dipole moment values,  e , were not estimated.
Statistics that describe a linear trend for Lippert-Mataga plots, by fitting a straight line using the least square method, is presented below. Figure S28 .
c Helicene-naphthalimide derivative 1 corresponding to a model system with both n-hexyl and trimethylsilyl groups replaced by methyls.
d Helicene-naphthalimide derivative 2 corresponding to one of two different molecular structures of nontruncated molecule of 2 found in the X-ray crystal of the compound (compare with Section D). S31 Figure S27 . Additional computed models of helicene-naphthalimide derivatives 1 and 2. BP/SV(P) gas-phase calculations. Figure S28 . Ground-state dipole moment vectors  g (green vectors with origin located at the center of nuclear charge, scaled by a factor of 1.5, pointing from the negative to the positive pole of the dipole) for the helicenenaphthalimide derivatives 1 (conformer I, left) and 2 (conformer I, right) based on the BHLYP/SV(P) gas-phase calculations at BP/SV(P) gas-phase optimized geometries. The corresponding  g vectors for remaining conformers / models of 1 and 2 listed in Table S12 appeared to be very similar and therefore they are not shown. Compare with Table S12 . S33 Figure S29 . Ground-state dipole moment vectors  g (green vectors with origin located at the center of nuclear charge, not scaled, pointing from the negative to the positive pole of the dipole) for the helicene-naphthalimide derivatives 1 (conformer I) and 2 (conformer I) based on the BHLYP/SV(P) solvent calculations at S 0 BP/SV(P) solvent optimized geometries. The corresponding  g vectors for remaining conformers of 1 and 2 appeared to be very similar and therefore they are not shown. CHX, DCM, and DMF stand for cyclohexane, dichloromethane, and dimethylformamide solvent, respectively. Compare with Table S13 . Figure S30 . S 1 excited-state dipole moment vectors  e (green vectors with origin located at the center of nuclear charge, scaled by a factor of 0.5, pointing from the negative to the positive pole of the dipole) for the helicenenaphthalimide derivatives 1 (conformer I) and 2 (conformer I) based on the TDDFT BHLYP/SV(P) SS-PCM solvent calculations at S 1 TDDFT BHLYP/SV(P) LR-PCM solvent optimized geometries. The corresponding  e vectors for remaining conformers of 1 and 2 appeared to be very similar and therefore they are not shown. CHX, DCM, and DMF stand for cyclohexane, dichloromethane, and dimethylformamide solvent, respectively. Compare with Table S13 . a Calculated as a magnitude of  eg =  e - g vector with S 1 excited-state dipole moment vector  e obtained from the TDDFT BHLYP/SV(P) SS-PCM solvent calculation at S 1 TDDFT BHLYP/SV(P) LR-PCM solvent optimized geometry, and S 0 ground-state dipole moment vector  g obtained from the DFT BHLYP/SV(P) solvent calculations at S 0 BP/SV(P) solvent optimized geometry / S 1 TDDFT BHLYP/SV(P) LR-PCM solvent optimized geometry / S 1 TDDFT BHLYP/SV(P) LR-PCM solvent optimized geometry and with the static solvation from the excited state. Compare with Figures S29 and S30 . CHX, DCM, and DMF stand for cyclohexane, dichloromethane, and dimethylformamide solvent, respectively. Figure S31 . Isosurfaces (±0.03 au) of MOs predominantly involved in the S 1 →S 0 transitions for the helicenenaphthalimide derivatives 1 (conformer I) and 2 (conformer I) based on the TDDFT BHLYP/SV(P) SS-PCM solvent calculations at S 1 TDDFT BHLYP/SV(P) LR-PCM solvent optimized geometries. Numbers listed in % refer to the HOMO-LUMO contributions to the emission transition, while values given in the parentheses are the corresponding orbital energies, in eV. Isosurfaces of the corresponding MOs for conformers II and III of S 1 -1 and S 1 -2 appeared to be very similar and therefore they are not shown. CHX, DCM, and DMF stand for cyclohexane, dichloromethane, and dimethylformamide solvent, respectively. S36 Figure S32 . Isosurfaces (±0.0003 au) of the difference density between the S 0 ground state and S 1 excited state,  =  g - e (top) along with isosurfaces (0.0003 au) of  g color-mapped using the value of  (bottom) for the helicene-naphthalimide derivatives 1 (conformer I) and 2 (conformer I) based on the TDDFT BHLYP/SV(P) SS-PCM solvent calculations at S 1 TDDFT BHLYP/SV(P) LR-PCM solvent optimized geometries. Electron density moves from the red region to the blue region when moving from the excited state to the ground state. The corresponding isosurfaces for conformers II and III of 1 and 2 appeared to be very similar and therefore they are not shown. CHX, DCM, and DMF stand for cyclohexane, dichloromethane, and dimethylformamide solvent, respectively. Transition dipole moments for conformers II and III of S 1 -1 and S 1 -2 appeared to be very similar and therefore they are not shown. CHX, DCM, and DMF stand for cyclohexane, dichloromethane, and dimethylformamide solvent, respectively. Compare with Table S15 .
Optimized (BP/SV(P) with dichloromethane continuum solvent model) geometries of NPhBr and helicene-naphthalimide model systems along with their corresponding absolute energies
The atomic symbol followed by three Cartesian coordinates, in Å. 
